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each a unimodal narrow molecular weight distribution and an essential skeleton having at least one segment with a con- 
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Description 

TechnoloQical Fields: 

5 [0001] The present invention relates to narrow polydispersity (m6th)acrylic ester cx)polymers. and. in more detail, to 
narrow polydispersity (meth) acrylic ester copolymers having a number-average molecular weight of 1 .000 to 50.000. a 
ratio of weight-average molecular weight (Mw) to number-average molecular weight (Mn). Mw/Mn, of 1 .00 to 1 .40, and 
an essential skeleton having at least one segment with a controlled structure comprising (meth)acrylic ester units each 
having an organic group containing a bulky alicyclic group, and to processes for producing the same. The copolymers 

10 of this invention will meet expectations for use as materials for ArF exdmer laser resists. 

Background Art 

[0002] LSI integration has become denser every year. Along with it, there has been demand for finer patterns. Pho- 
15 tolithography by light exposure is used for fine processing. A promising candidate for next-generation technotogies is 
exdmer lithography using a KrF excimer laser for 256 Mb DRAM which needs 0.25 rule or an ArF excimer laser for 
1Gb DRAM which needs 0.15 ^im rule. A base resin to be highly transparent as a single-layer resist and excellent in dry 
etching resistance is essential for a material for ArF excimer laser resists. (Meth)acrylic ester copolymers that have an 
e^ential skeleton having at least one segment with a controlled structure comprising (meth)acrylic ester units each 
20 having an organic group containing a bulky alicyclic group have attracted attention. Usually such base resins for resists 
should be copolymers produced with 2 to 4 components induding other (meth)acrylic esters and/or (meth)acrylic add. 
in order to improve adhesion with a substrate and control alkali solubility, in addition to the aforementioned transparency 
and dry etching resistance. 

[0003] Documents, such as Japanese Patent Laid-Opened No. Hei 4-39665. Japanese Patent Laid-Opened No. Hei 
25 5-265212 and J. Photopolym. Sci. Technol. 5 [3], 439 (1992), desaibe multi-component copolymers that have an 
essential component comprising (meth)acrylic ester units each having an organic group containing a bulky alicyclic 
group. However, these conventional copolymers obtained are not unimodal narrow polydispersity copolymers and have 
a disadvantage that the value of molecular weight distribution. Mw/Mn. is 2 to 5 and very wide. It is difficult to produce 
a copolymer with a controlled structure in a multi-component system using three or mae components. It is also difficult 
30 to produce conplete block copolymers. In addition, it is necessary to remove non-reacted monomers and by-produced 
compounds with low nriolecular weight after polymerization. This is uneconomical and is another problem. 
[0004] It is an object of this invention to provide random or block (meth) acrylic ester copolymers that have a unimodal 
narrow molecular weight distnbution and an essential skeleton having at least one segment with a controlled structure 
comprising (meth)acrylic ester units each having an organic group containing a bulky alicyclic group, and processes for 
35 producing the same. 

Disclosure of the Invention 

[0005] The Inventors of the present invention have made intensive investigation to achieve the ol5ject mentioned 
40 above, and have found that a (meth)acrylic ester copolynrrer that has a unimodal narrow molecular weight distribution 
and an essential skeleton having at least one segment with a controlled structure comprising (meth)acrylic ester units 
each having an organic group containing a bulky alicyclic group can be produced by living anion polymerization. This 
invention has been thus completed. 

[0006] The present invention is directed to a narrow polydispersity (meth) acrylic ester copolymer which comprises 
45 Structural units represented by Formulae (I) and (II) 
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Where and are each irKiependently hydrogen or methyl; R3 is an optionally substituted alicydic group having 7 to 
30 15 cart>ons or an alkyi group having the said alicydic group; and R4 is hydrogen, an optionally sutjstituted alkyi group 
having 1 to 12 carbons, an optionally substituted alicydic or heterocyclic group having 3 to 6 carbons or a substituted 
silyl group having an alkyr and/or aryl group of 1 to 8 carbons, and which has a nunt)er-average molecular weight of 
1,000 to 50.000. a ratio of weight-average molecular weight (Mw) to number-average molecular weight (Mn). Mw/Mn. 
of 1 ,00 to 1 .40. and a ratio of the repeating structural units represented by Formula (I) to those of Fonnula (II) of 1/9 to 
35 9/1 . The said copolymer is a random, block or partial block copolymer. 

[0007J The said copolymer is represented as follows, if it does not have a (meth)acrylic acid segment: 
[0008] A narrow polydispersity (meth)acrylic ester copolymer which comprises.structural units represented by Formu- 
lae (I) and (IP) . / 
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30 Where and Rg are each independently hydrogen or methyl; R3 is an optionally substituted alicydlc group having 7 to 
15 carbons or an alkyi group having the said alicyclic group; and R4. is an optionally substituted alky! group having 1 to 
12 cartjons. an optionally substituted alicyclic or heterocyclic group having 3 to 6 carbons or a substituted silyl group 
having an alkyI and/or aryl group of 1 to 8 carbons, and which has a number-average molecular weight of 1,000 to 
50,000. a ratio of weight-average molecular weight (Mw) to nuniber-average molecular weight (Mn). Mw/Mn. of '1 .00 to 

35 1 .40, and a ratio of the repeating structural units represented by Formula (I) to those of Formula (IP) of 1/9 to 9/1 . 

[0009] The said copolymer is represented as follows, if rt has a (meth) acrylic acid segment as an essential skeleton: 
[001 0] A narrow polydispersity (meth)acrylic ester copolymer which comprises structural units represented by Formu- 
lae (I), (II) and (III) 
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where . Rg and R5 are each independently hydrogen or methyl; R3 is an optionally substituted alicyclic group having 
7 to 15 cartx>ns or an alky! group having the said alicyclic group; and R4 is hydrogen, an optionally substituted alkyi 
group having 1 to 12 carbons, an optionally substituted alicyclic or heterocyclic group having 3 to 6 carbons or a sub- 
stituted silyl group having an alkyI and/or aryl group of 1 to 8 carbons, and which has a number-average molecular 
weight of 1 .000 to 50.000. a ratio of weight-average molecular weight (Mw) to nun*er-average molecular weight (Mn). 
Mw/Mn. of 1.00 to 1.40. and a ratio of the repeating structural units of Formula (I) to the total of those of Formulae (II) 
and (III) of 1/9 to 9/1. ^ ' 

[001 1 ] The present invention is also directed to a process for producing the said narrow polydispeisity (meth)acrylic 
so ester copolymers by living anion polymerization. 

10012] The following is a process for the said copolymer without having a (meth)acrylic acid segment: 

[001 3] A process for producing a narrow polydispersity (meth)acrylic ester copolymer, in which a (meth)acryllc ester 

of Formula (IV) 
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(where is hydrogen or methyl and R3 is an optionally substituted aficyclic group having 7 to 15 cartjons or an alkyi 

group having the said allcyclic group) 

is copolymerized with a (meth)acrylic ester of Formula (V) 



so 
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(where R2 is each independently hydrogen or methyl and is an optionally sutjstituted alkyI group having 1 to 12 car- 
35 bons, an optionally substituted alicyclic or heterocyclic group having 3 to 6 cartx>ns or a substituted silyl group having 
an alkyl and/or aryl group of 1 to 8 carbons) 

by anion polymerization using an alkali m^al or organic alkali metal as an initiator. 

[0014] The following is a process lor the said copolymers with a (meth) acrylic add segment as an essential skeleton: 
[001 5] A process for producing a narrow polydispersity (meth)acrylic ester copolymer, in which a (meth)acrylic ester 
40 Of Formula (IV) 
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(where is hydrogen or methyl and R3 is an optionally substituted alicyclic group having 7 to 15 cartxxis or an alkyl 

group having the said alicyclic group) 

is copolymerized with a (meth)acrylic ester of Formula (V) 
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(Where Rg is hydrogen or methyl and R4. is an optionally substituted alkyi group having 1 to 12 cartoons, an optionally 
substituted alicydic or heterocyclic group having 3 to 6 carbons or a substituted silyl group having an alkyI and/or aryl 
group of 1 to 8 cartx)ns) 

by anion polymerisation using an alkali metal or organic alkali metal as an initiator, followed by the hydrolysis of part or 
20 the whole of R4. with acidic and/or alkaline reagents to introduce a (meth)acrylic acid skeleton into the copolymer chain. 
[0016] Examples of (meth)acrylic esters of Formula (IV) in this invention include 1-adamantyl acrylate, 1-adamantyl 
methacrylate, 2-methyl-2-adamantyl acrylate, 2-methyl-2-adamantyl methacrylate, 1 -methyleneadamant yl acrylate, 1- 
methyleneadamantyl methacrylate. 1 -ethyleneadamantyl acrylate. 1 -ethyleneadamantyl methacrylate, 3.7KJimethyM. 
adamantyl acrylate. 3.7-dimethyl-l.adamantyl methacrylate. isobornyl acrylate. isobomyl methacrylate. tricyclodecanyl 
acrylate. tricyclodecanyl methacrylate. norbornane acrylate. norbornane methacrylate. menthyl acrylate and menthyl 
methacrylate. These compounds are used alone or a mixture of two or more. 

[0017] In the present invention, examples of (meth)acrylic esters of Formula (V). when they have an alkyI group of 1 
to 12 cart)ons. include methyl acrylate. methyl methacrylate. ethyl acrylate. ethyl methacrylate. n-propyl acrylate. n-pro- 
pyl methacrylate, isopropyl acrylate, isopropyl methaaylate. n-butyl acrylate. n-butyl methacrylate, t-butyl acrylate, t- 
butyl methacrylate, 2-ethylhexyl acrylate. 2-ethylhexyl methacrylate, isodecyl acrylate, isodecyl methacrylate. isooctyl 
acrylate, isooctyl methacrylate, lauryf acrylate and lauryl methacrylate; examples of (meth)acrylic esters having an ali- 
cydic or heterocyclic group of 3 to 6 carbons include cydohexyl acrylate. cyclohexyl methacrylate. tetrahydrofuranyl 
acrylate. tetrahycfrofuranyl methacrylate. tetrahydropyranyl acrylate. tetrahydrcpyranyl methacrylate. 3-oxocyclohexyl 
acrylate. 3-oxocyclohexyl methacrylate. butyrolactone acrylate, butyrolactone methacrylate and mevalonic lactone 
35 methacrylate: and 

examples of (meth)acrylic esters having a substituted silyl group include trimethylsiiyi acrylate. trimethylsilyl methacr- 
ylate. isopropyldimethylsil yl acrylate. isopropyldimethylsilyl methacrylate. t-butyldimethylsllyl acrylate. t-butyWimethyls- 
ilyl methacrylate. phenyldimethylsilyl acrylate and phenyWimethylsilyl methacrylate. 
[0018] These compounds are used alone or as a mixture of two or more. 

[0019] A process for produa'ng the copolymers of the present invention is by reacting the aforementioned 
(meth)acrylic esters of Formulae (IV) and (V) by anion polymerization using an alkali metal or organic alkali metal as an 
initiator. Usually a copolymer with a controlled structure and narrow molecular-weight distribution is obtained when 
polymerization is carried out in organic solvents in the atmosphere of inert gas, such as nitrogen or argon, at a temper- 
ature between -1 00** C and 50*" C, preferably between -70** C and 0** C. 

[0020] Examples of alkali metals for initiators are lithium, sodium, potassium and cesium. AlkyI. allyl and aryl com- 
pounds of the alkali metals mentioned above can be used as organic alkali metals. Examples of these compounds 
include ethyl lithium, n-butyl lithium, s-butyl lithium, t-butyl lithium, ethyl sodium, lithium biphenyl. lithium naphthalene, 
lithium triphenyl. sodium biphenyl, sodium naphthalene, sodium triphenyl, 1,1-diphenylhexyl lithium and 1.1-cOphenyf- 
3-methylpentyl lithium. 

[0021] Organic solvents used in this invention are those commonly used in anion polymerization, including aliphatic 
hydrocartx)ns such as n-hexane and n-heptane: alicydic hydrocarbons such as cydohexane and cyclopentane; aro- 
matic hydrocaft)ons such as benzene and toluene; ethers such as diethyl ether, tetrahydrofuran and dioxane; and ani- 
sole and hexamethylphosphoramide. These are used alone or as a mixture of two or more. 

[0022] As for a copolymer shape, a random copolymer in which each component is statistically distributed over a 
copolymer chain, partial block copolymer or complete block copolymer is synthesized, depending on how to add the 
aforementioned (meth)acrylic esters. For example, a random copdymer is produced by adding a mixture of compouncte 
of the aforementioned Formulae (IV) and (V) to a reaction system for polymerization. A partial block copolymer is pro- 
duced in a process that one of the compounds is ali polymerized, followed by adding a mixture of the other compounds 
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to continue potymerization. or part of one of the compounds is polymerized beforehand and a mixture of both com- 
pounds is added to continue polymerization. A complete block polymer is produced by adding compounds of the afore- 
mentioned Formulae (IV) and (V) one by one to a reaction system for polymerization. 

[0023] According to the above processes, narrow polydispersity (meth)acrylic ester copolymers that have any 
5 number-average molecular weight in the range between 1 .000 and 50,000, a ratio of weight-average molecular weight 
(Mw) to number-average molecular weight (Mn). Mw/Mn, of 1.00 to 1 .40, more preferably 1.00 to 1.30, and a ratio of 
repeating structural units of Formula (I) to those of Formula (II) of 1/9 to 9/1 can be produced. 
[0024] A (meth)acrylic acid segment is introduced into a chain of a copolymer produced according to the aforemen- 
tioned process, by hydrolysis in an organic solvent or a mixture of organic solvents including alcohols such as methanol 
10 and ethanol. ketones such as acetone and methyl ethyl ketone, cellosolves such as ethyl cellosolve and halogenated 
hydrocarbons such as cartx)n tetrachloride, in addition to the solvents exemplified in the polymerization reactions men- 
tioned above, at a temperature between room temperature and 150** C. with a catalyst of an acidic reagent such as 
hydrochloric acid, hydrogen chloride gas, sulfuric add. hydrobromic acid. 1,1,1-trifluoroacetic acid and p-toluenesul- 
fonic acid or an alkaline reagent such as sodium hydroxkle, ammonium hydroxide and tetramethyl ammonium hydrox- 
ys ide. In this case, only the (meth)acrylic ester skeleton represented by Formula (11) is hydrolyzed without hydrolyzing the 
(meth)acrylic ester of Formula (I). The deg^ee of hydrolysis is controlled by choosing such conditions as a type of cat- 
alyst, addition amounts, reaction temperature and reaction time, for producing a target (meth)acrylic acid skeleton.. 

Most Preferred Embodiment 

20 

[0025] The present invention is described in nnore detail in reference to Examples and Comparative Examples. The 
scope of this invention is not, however, restricted by the following examples. 

[0026] In Examples, m stands for the total number of the repeating units of the (meth)acrylic ester segment of Formula 
(I), n is the total number of the repeating units of the (meth)acrylic ester segment of Formula (11') and p is the total 
25 number of the repeating units of the (meth)acrylic ester segment of Formula (111). 

Example 1 

[0027] In a nitrogen atmosphere, 20 mmol of s-txjtyi lithium was added into 1000 g of tetrahydrofuran (hereinafter 
30 atDbreviated as THF) . 0. 5 mol of 1 -adamantyl methacrylate (synthesized from 1 -adamantanol and methacrylic chloride 
and purified by distillation) was dropped over 30 minutes in stirring while keeping the temperature at -60* C. The reac- 
tion continued for another hour. The reaction completion was confirmed by gas chromatography (hereinafter abtxevi- 
ated as GC). Then. 0.5 mol of t-butyl methacrylate was dropped over 30 minutes. The reaction continued for another 
hour. The reaction completion was confirmed by GC. 
35 [0028] Methanol was added into the reaction system to terminate the reaction. The reaction solution was poured into 
a large amount of methanol. The polymer deposited was filtrated, washed and dried at 60* C for 5 hours to give a white 
powder polymer. The polymerization yield to the total amount of the monomers used was 99.5%. Measurements of the 
polymer by gel permeation chromatography (hereinafter abbreviated as GPC) showed that it was a nan^ow polydisper- 
sity polymer with Mn = 9.100 and Mw/Mn = 1.15. Its ^^C-NMR showed a copolymerization ratio, m/n = 25.1/25.3. 
40 [0029] Based on the above results, it was confirmed that copolymerization was carried out as designed and a narrow 
polydispersity block copolymer comprising 1 -adamantyl methacrylate and t-butyl methacrylate was obtained. 

Example 2 

45 [0030] In a nitrogen atmosphere, 40 mmol of s-butyl lithium was added into 1 000 g of THF. Each of 0.4 mol of 1 -ada- 
mantyl methacrylate (same as that used in Example 1). 0.8 mol of methyl methacrylate and 0.8 mol of t-butyl methacr- 
ylate. in this order, was dropped into the reaction system over 30 minutes and stood for an hour, in stirring while keeping 
the temperature at -60* C. The copolymerization was canried out while confirming the reaction conpletion by GC at 
each stage. Methanol was added into the reaction system to terminate the reaction. The reaction solution was poured 

so into a large amount of methanol- The polymer deposited was filtrated, washed and dried at 60* C for 5 hours to give a 
white powder polymer. The polymerization yieki to the total amount of the monomers used was 99.8%. 
[0031] GPC measurements of the polymer showed that it was a narrow polydispersity polymer with Mn = 7,100 and 
Mw/Mn = 1.20. Its "^^C-NMR showed a copolymerization ratio. nVn = 10.0/40.0. 

[0032] Based on the above results, it was confirmed that copolymerization was carried out as designed and a narrow 
55 polydispersity block copolymer conrprising 1 -adamantyl methacrylate, methyl methacrylate and t-butyl methacrylate 
was obtained. 
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[0033] In a nitrogen atmosphere. 10 mmol of s-butyl lithium was aided into 1 000 g of THF. 0.5 mol of isobornyrl meth- 
acrylate (a commercial product was purified by distillation for use) was dropped over 30 minutes in stirring while keeping 

5 the temperature at -40° C. The reaction continued for another hour. The reaction completion was confirmed by GC. 
Then, a mixture of 0.2 mol of t-butyl acrylate and 0.2 mol of tetrahydropyranyl methaaylate was dropped over 30 min- 
utes. The reaction continued for another hour. The reaction completion was confirmed by GC. 
[0034] Methanol was added into the reaction system to terminate the reaction. The reaction solution was poured into 
a large amount of methanol. The polymer deposited was filtrated, washed and dried at 60** C for 5 hours to give a white 

w powder polymer. The polymerization yield to the total amount of the monomers used was 99.3%. GPC measurements 
of the polymer showed that it was a narrow polydispersity polymer with Mn = 1 7.000 and Mw/Mn = 1 . 18. Its ^^C-NMR 
showed a copotymerization ratio, m/h = 49.8/40.0. 

[0035] Based on the atxive results, it was confirmed that copolymerization was carried out as designed and a narrow 
polydispersity partial block copolymer comprising isobornyl methacrylate. t-butyl acrylate and tetrahydropyranyl meth- 
15 acrylate was obtained. 

Example 4 

[0036] In a nitrogen atmosphere. 50 mmol of s-butyl lithium was added into 1000 g of THF. A mixture of 0.5 mol of 
20 tricyclodecanyl methacrylate (a commercial product was purified by distillation for use), 0.5 mol of t-butyl methacrylate 

and 0.3 mol of tetrahydropyranyl methacrylate was dropped over 30 minutes in stirring while keeping the terrperature 

at -60* C. The reaction continued for another hour. The reaction completion was confirmed by GC. 

[0037] K/lethanol was added into the reaction system to terminate the reaction. The reaction solution was poured into 

a large amount of methanol. The polymer deposited was filtrated, washed and dried at 60*» C for 5 hours to give a nutri- 
as tious. white powder polymer. The polymerization yield to the total amount of the monomers used was 99.3%. 

[0038] GPC measurements of the polymer showed that it was a nairow polydispersity polymer with Mn = 4.680 and 

Mw/Mn = 1.10. Its ^^C-NMR showed a copolymerization ratio, m/n = 10.2/15.9. 

[0039] Based on the above results, it was confirmed that copolymerization was carried out as expected and a narrow 
polydispersity random copolymer comprising tricyck)decanyl methacrylate. t-butyl methacrylate and tetrahydropyranyl 
30 methacrylate was obtained. 

Example 5 

[0040] In a nitrogen atmosphere, 40 mmol of s-butyl lithium was added into 1000 g of THF. 0.5 mol of t-butyl methacr- 
35 ylate was dropped over 30 minutes in stinring while keeping the temperature at -60* C. The reaction continued for 
another hour. The reaction completion was confirmed by GC. Then, a mixture of 0.3 mol of 1 -methyleneadamantyl 
methacrylate (synthesized from 1-adamantane methanol and methacrylic chloride and purified by distillation). 0.3 mol 
of methyl methacrylate and 0.2 mol of 3-oxocyclohexyl methacrylate was dropped over 30 minutes. The reaction con- 
tinued for another hour. The reaction conpletion was confirmed by GC. 
40 [0041 ] Methanol was added into the reaction system to terminate the reaction. The reaction solution was poured into 
a large amount of methanol. The polymer deposited was filtrated, washed and dried at 60** C for 5 hours to give a white 
powder polymer. The polymerization yield to the total amount of the monomers used was 99.8%. 
[0042] GPC measurements of the polymer showed that it was a nan^ow polydispersity polymer with Mn = 5.280 and 
Mw/Mn = 1.18. Its ^^C-NMR showed a copolymerization ratio, m/n = 7.6/25.5. 
45 [0043] Based on the above results, it was confirmed that copolymerizatton was carried out as designed and a narrow 
polydispersity partial block copolymer comprising t-butyl methacrylate, 1 -methyleneadamantyl methacrylate. metiiyt 
methacrylate and 3-oxocyciohexyl methacrylate was obtained. 

Example 6 

so 

[0044] In a nitrogen atmosphere, 10 mmol of n-fcartyl lithium was added into 1000 g of THF. 0.5 mol of 2-methyl-2- 
adamantyl m^hacrylate {synthesized from 2-methyl-2-adamantanol and methacrylic chloride and purified by distilla- 
tion) was dropped over 30 minutes in stirring while keeping the temperature at -60*» C. The reaction continued for 
anotiier hour. The reaction conpletion was confirmed by GC. Then. 0.5 tm\ of t-butyl methaaylate was dropped over 
55 30 minutes. The reaction continued for another hour. The reaction completion was confirmed by GC. 

[0045] Methanol was added into the reaction system to terminate the reaction. The reaction solution was poured into 
a large amount of methanol. The polymer deposited was filtrated, washed and dried at 60*^ C for 5 hours to give a white 
powder polymer. The polymerization yield to the total amount of the monomers used was 99.8%. 



9 



BNSOOCID: <EP 



0042018A1 I > 



EP0 942 018 A1 



[0046] GPC measurements of the polymer showed that it was a narrow'polydispersity polymer with Mn = 1 9. 1 70 and 
Mw/Mn = 1 .13. Its '^C-NMR showed a copolymerization ratio. nVn = 51 .0/50.8. 

[0047] Based on the above results, it was confirmed that copolymerization was carried out as designed and a nan-ow 
polydispersity block copolymer comprising 2-methyl-2-adamantyl methacrylate and t-butyl methacrylate was obtained 

5 

Example 7 

[0048] 40 mmol of n-butyl lithium and 42 mmol of 1 .1 -diphenyl ethylene were added into 1 000 g of THF in a nitrogen 
atmosphere in stirring while keeping the temperature at -40** C, to give 1,1 -diphenyl hexy I lithium. A mixture of 0.5 mol 
10 of 1 -adamantyl acrylate (synthesized from 1 -adamantanol and acrylic chloride and purified by distillation). 0.3 mol of t- 
txjtyl methaaylate. 0.3 mol of cyclohexyl methacrylate and 0.3 mol of methyl acrylate was dropped into the reaction 
system over 30 minutes. The reaction continued for another hour. The reaction completion was confirmed by GC. 
[0049] Methanol was added into the reaction system to terminate the reaction. The reaction solution was poured into 
" \ a large amount of methanol. The polymer deposited was f ytrated. washed and dried at 60* C for 5 hours to give a white 
i5\ powder polymer. Tfie polymerization yieki to the total amount of the monomers used was 98.2%. 

\ [0050] GPC measurements of the polymer showed that it was a narrow polydispersity polymer with Mn = 5.900 and 
Mw/Mn = 1 .25. Its ^^C-NMR showed a copolymerization ratio, m/n = 12,5/22.5. 

[0051 ] Based on the above results, it was confirmed that copolymerization was carried out as designed and a narrow 
polydispersity random copolymer comprising 1 -adamantyl acrylate, t-butyl methacrylate, cyclohexyl methacrylate and 
20 methyl acrylate was obtained. 

Example 8 

[0052] In a nitrogen atmosphere. 20 mmol of s-butyl lithium was added. A mixture of 0.5 mol of 2-methyl-2-adamantyl 
25 methacrylate. 0.2 mol of t-butyWimethylsilyl methacrylate (synthesized from 1-butyldimethylsilyl chtoride and meth- 
acrylic acid and purified by distillation) and 0.3 mol of t-butyl methacrylate was dropped over 30 minutes in stirring while 
keeping the temperature at -60** C. The reaction continued for another hour. The reaction completion was confirmed by _ 
GC. 

[0053] Methanol was added into the reaction system to terminate the reaction. The reaction solution was poured into 
30 a large anxxjnt of methanol. The polymer deposited was filtrated, washed and dried at 60** C for 5 hours under reduced 
pressure to give a white powder polymer. The polymerization yield to the total amount of the monomers used was 
99.0%. 

[0054] GPC measurements of the polymer showed that it was a narrow polydispersity polymer with Mn = 10.100 and 
Mw/Mn - 1^0. Its ^'^C-NMR showed a copolymerization ratio. nrVn = 25.1/25.0. 
35 [0055] Based on the above results, it was confirmed that copolymerization was carried out as designed and a nan-ow 
polydispersity random copolymer comprising 2-metiiyl-2-adamantyl methacrylate. t-butyldimethylsilyl methacrylate and 
t-butyl methacrylate was obtained. 

Example 9 

40 

[0056] 10 g of the polymer obtained in Example 1 was dissolved In a mixed solvent of toluene/ethanol (2/1) to make 
a 20% solution and 1 g of concentrated hydrochloric acid was added to react at 65** C for an hour. The reaction solution - 
was poured into a large amount of water. The polymer deposited was f iltirated. washed and dried at 70» C for 5 hours 
to give 9.7 g of white powder polymer. GPC measurements of ttie polymer showed Mn = 9.020 and Mw/Mn « 1 ,15. Its 
45 ■'^c-NMR showed a copolymerization ratio, m/n/p = 25.1/21 .8/3.6. The add value was 22.3. 

[0057] Based on the above results, it was confirmed that a narrow polydispersity partial block copolymer comprising 
1 -adamantyl metiiacrylate. t-butyl methacrylate and methacrylic acid was obtained. 

Example 10 

so 

[0058] 1 0 g of tiie polymer obtained in Example 3 was dissolved in THF to make a 20% solution and 0.2 g of p-tolue- 
nesuHonic add was added to react at 40** C for an hour. It was confirmed by ^ H-NMR that the tetrahydropyranyl group 
was completely eliminated. The reaction solution was poured into a large amount of water. The polymer deposited was 
filtrated, washed and dried at 60** C for 5 hours to give 9.7 g of white powder polymer. 
55 [0059] GPC measurements of the polymer showed Mn = 1 5,880 and Mw/Mn = 1 .1 8. Its ^ ^C-NMR showed a copoly- 
merization ratio, m/n/jp = 50.0/32.1/7.7. The acid value was 27.1 . 

[0060] Based on tiie above results, it was confirmed that a narrow polydispersity partial block copolymer comprising 
isobornyl methacrylate, t-butyl acrylate and methacrylic add was obtained. 
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[0061] 10 g of the polymer obtained in Example 8 was dissolved in THF to make a 10% solution and a few drops of 
2N-hydrochloric acid was added to react at room temperature for 3 hours. It was confirmed by ^H-NMR that the t-butyld- 
5 imethylsilyl group was completely eliminated. The reaction solution was poured into a large amount of water. The poly- 
mer deposited was filtrated, washed and dried at 60' C for 5 hours under reduced pressure to give 8.7 g of white powder 
polymer. GPC measurements of the polymer showed Mn ='8.860 and Mw/Mn = 1 .20. Its ^^C-NMR showed a copolym- 
erization ratio, m/n/p = 25.1/15.0/10.0. The acid value was 63.2. 

[0062] Based on the above results, it was confirmed that a narrow polydispersity random copolymer comprising 2- 
10 methyl-2-adamantyl methacrytate. t-butyl methacrytate and methacrytic acid was obtained. 

Comparative Example 1 

[0063] Into 1 00 g of toluene were added 1 1 mmol of azobisisobutyronitrile (hereinafter abbreviated as AIBN) as a rad- 
15 ical initiator, 0.1 mol of 1-adamantyl methacrytate and 0.1 mol of t-butyl methacrytate In a nitrogen atmosphere, and 
polymerized in stirring at 65* C for 5 hours. 5 mmol of AIBN was added. Temperature was raised to 80** C to carry on 
the reaction for 3 hours and further an tx)ur at 95** C. 

[0064] The reaction solution was poured into a large amount of methanol. The polymer deposited was filtrated, 
washed and dried at 60** C for 5 hours to give a white powder polymer. The polymerization yield to the total amount of 
20 the monomers used was 91 .3%. 

[0065] GPC measurements of the polymer showed t^n = 8.800. Mw/tAn = 2.8, multi-peaks and a wide molecular- 
weight distribution. 

Comparative Example 2 

25 

[0066] Into 100 g of toluene were added 5 mmol of AIBN, 0.1 mol of 1-adamantyl methacrytate. 0.1 mol of methyl 
methacrytate and 0.1 mol of t-butyl methacrylate in a nitrogen atmosphere and radical polymerization was carried out 
as did in Comparative Example 1 . - - . 

[0067] The reaction solution was fractionally purified twice with methanol/water and poured into a large amount of 
30 methanol. The polymer deposited was filtrated, washed and dried at 60** C for 5 hours to give a white powder polymer. 
The polymerization yield to the total amount of the monomers used was 82.7%. 

[0068] GPC measurements of the polymer showed h/ln = 20 , 1 00, tAwMn = 1.6 and a wide molecular-weight distribu- 
tion with a shoukier at the skie of tow molecular weight. 

35 Comparative Example 3 

[0069] Into 100 g of toluene were added 12 mmol of AIBN and 0.2 wo\ of isobornyl methacrylate in a nitrogen atmos- 
phere, and polymerized in stimng at 65** C for 5 hours. 0.1 mol of t-butyt methacrylate was added to continue the reac- 
tion for 5 hours. 4 mmol of AIBN was further added. Temperature was raised to 80** C to carry on the reaction for 3 hours 
40 and further an hour at 95** C. 

[0070] Non-reacted monomers and compounds with low molecular weight were removed from the reaction solution 
by fractional purification with mettianol/water. Volatile matter was then distilled out under reduced pressure to give a pol- 
ymer. 

[0071 J GPC measurements of the polymer showed IVIw/Mn = 4.8 and multi-peaks. Components in each etuate from 
45 fractional GPC were measured by ^H-NMR. The obtained polymer was a mixture of homopolymers of individual com- ' 
ponents and copolymers with irregular compositions. It was thus confirmed that the target k>tock copolymer was not pro- 
duced. 

Comparative Example 4 

so 

[0072] Into 100 g of toluene were added 1 5 mmol of azobisisobutylonitrile (hereinafter abbreviated as AIBN) as a rad- 
ical initiator. 0.1 mol of 1-adamantyl methacrylate. 0.1 mol of t-butyl methacrylate and 0.1 mol of methacrylic ackJ in a 
nitrogen atmosphere, and polymerized in stirring at 65** C for 5 hours. 0.3 mmol of AIBN was added. Temperature was 
raised to 80** C to carry on the reaction for 3 hours and further an hour at 95** C. 
55 [0073] The reaction solution was poured into a large amount of methanol. The polymer deposited was filtrated, 
washed and dried at 60** C for 5 hours to give a white powder polymer. The polymerization yield to the total amount of 
the monomers used was 92.3%. 

[0074] GPC measurements of the polymer showed Mn = 9,200, Mw/tAn = 3.1 , multi-peaks and a wkJe motecutar- 
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Comparative Example 5 

5 [0075] Into 100 g of toluene were added 5 mmol of AIBN, 0.1 mol of 1-adamantyl methacrylate, 0.1 mol of methyl 
methacrylate, 0.1 mol of t-butyl methaaylate and 0. 1 mol of acrylic acid in a nitrogen atmosphere and radical polymer- 
ization was carried out as did in Comparative Exanple 1 . 

[0076] The reaction solution was fractionally purified twice with methanoi/water and poured into a large amount of 
methanol. The polymer deposited was filtrated, washed and dried at 60^ C for 5 hours to give a white powder polymer. 
10 The polymerization yield to the total anrount of the monomers used was 81 .5%. 

[0077] GPC measurements of the polymer showed Mn = 23,100, Mw/Mn = 1 ,7 and a wide molecular-weight distribu- 
tion with a shoulder at the side of low molecular weight. 
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Industrial Use 

[0078] The present invention provides narrow polydispersity random, block or partial block copolymers of 
(meth)acryiic esters, which are expected to be used as materials for ArF excimer laser resists. The copolymers have a 
unimodal narrow molecular-weight distribution and an essential skeleton having at least one segment with a controlled 
structure comprising (meth) acrylic ester units each having an organic group containing a bulky alicyclic group. 

Claims 



1 . A nan^ow polydispersity (melh)acrylic ester copolymer which conprises structural units represented by Formulae 
(I) and (I!) 

25 

-f CH2-C-^ 

30 *• I 



c=o ( I ) 

I 



0 

I 

R 



3 



1 
I 

« C=0 

I 

0 

I 

so R^ 



(I I) 



where and R2 are each independently hydrogen or methyl: R3 is an optionally substituted alicydic group having 
7 to 15 carbons or an alkyl group having the said alicydic group; and R4 is hydrogen, an optionally substituted alkyi 
groip having 1 to 12 cartDons. an optionally substituted alicyclic or heterocydic group having 3 to 6 cartDons or a 
substituted silyl group having an alkyl and/or aryl group of 1 to 8 carbons, and which has a number-average molec- 
ular weight of 1,000 to 50,000, a ratio of weight-average molecular weight (Mw) to number-average molecular 
weight (Mn), Mw/Mn, of 1 .00 to 1 .40, and a ratio of the repeating structural units represented by Formula (I) to those 
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5 



W 



IS 



2. A narrow polydispersity (mem)acryljc ester copolymer according to Qaim 1 , which conrprises structural units rep- 
resented by Formulae (I) and (11) 

— f CHo-C-)— 
I 

C=0 (I) 
I 

0 

I 



so R« 

1 

CH2-C 



25 



I 

c=o 

I 

0 

I 

30 R4' 



(I I ') 



35 



40 



45 



SO 



55 



where and are each independently hydrogen or methyl; R3 is an optionally substituted alicydic group having 
7 to 15 cartx)ns or an alkyi group having the said alicydic gropp; and is an optionally substituted alkyi group 
having 1 to 12 carbons, an optionally substituted alicydic or heterocyclic group having 3 to 6 carbons or a substi- 
tuted silyl group having an alkyi and/or aryl group of 1 to 8 carbons, and which has a number-average molecular 
weight of 1,000 to 50,000, a ratio of weight-average molecular weight (Mw) to number-average molecular weight 
(Mn). Mw/Mn. of 1 .00 to 1 .40, and a ratio of the repeating structural units represented by Formula (I) to those of 
Formula (If) of 1/9 to 9/1. 

A nan-ow polydispersity (meth)acrylic ester copolymer according to Claim 1, which comprises structural units rep- 
resented by Formulae (I), (II) and (III) 
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c=o 

I 



( I ) 



10 



15 



20 



-f CHo-C-)— 
I 

c=o 

I 



(I I) 



2S 



30 



CH2-C 



(III) 



35 



C-0 



OH 



40 where Ri. R2 and R5 are each independently hydrogen or methyl; R3 Is an optionally substituted alicydic group 
having 7 to 15 cartx>ns or an alkyi group having the said alicydic group; and R4 is hydrogen, an optionally substi- 
tuted alkyi group having 1 to 12 carbons, an optionally substituted alicydic or heterocyclic group having 3 to 6 car- 
bons or a substituted silyl group having an alkyi and/or aryi group of 1 to 8 carbons, and which has a number- 
average molecular weight of 1 ,000 to 50»000. a ratio of weight-average molecular weight (Mw) to number-average 

45 molecular weight (Mn). Mw/Mn, of 1 .00 to 1 .40, and a ratio of the repeating structural units of Formula (i) to the total 
of those of Formulae (II) and (III) of 1/9 to 9/1 . 

4. A nan^ow polydispersity (meth)acrylic ester copolymer accoiding to Claims 1 to 3, in which the copolymer is a ran- 
dom copolymer. 

so 

5. A narrow polydispersity (meth)acrylic ester copolymer according to Claims 1 to 3. in which the copolymer is a block 
copolymer. 

6. A nan-ow polydispersity (melh)acrylic ester copolymer according to Claims 1 to 3, in which the copolymer is a par- 
55 tial block copolymer. 

7. A process for producing a nan-ow polydispersity (meth)acrylic ester copolymer according to Claim 2. in which a 
(meth)acrylic ester of Formula (IV) 
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CH2= C 



I 

c=o 

I 



( I V) 



(where is hydrogen or methyl, R3 is an optionally sufcistituted alicyclic group having 7 to IS cartxvis or an alkyi 

group having the said alicyclic group) 

is oopolymerized wHh a (nieth)acrylic ester of Formula (V) 

CH2 = C 
I 

C=0 (V) 
0 

I 

R4' 



(where is each independently hydrogen or methyl, R4. is an optionally substituted alkyI group having 1 to 12 car- 
bons, an alicyclic or heterocyclic group having 3 to 6 cartoons or a substituted silyl group having an alkyI and/or aryl 
group of 1 to 8 caitx>ns), 

by anion polymerization using an alkali metal or organic alkali metal as an Initiator. 

A process for producing a narrow polydispersity {meth)acrylic ester copolymer according to Claim 3, in which a 
(meth)acrylic ester of Formula (IV) 



CH2 



1 

C 



c=o 



( I V) 



(where is hydrogen or methyl, R3 is an optionally substituted alicyclic group having 7 to 15 carbons or an alkyI 

group having the said alicyclic group) 

is copolymerized with a (meth)acrylic ester of Formula (V) 
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r 

CH2= C 
I 



10 



c=o 

I 



(V) 



'4- 



(where R2 is hydrogen or methyl. R4 is an optionally substituted alkyi group having 1 to 12 carbons, an optionally 
substituted aticyclic or heterocyclic group having 3 to 6 carfcx^ns or a substituted silyJ group having an alkyt and/or 
aryt group of 1 to 8 cartx>ns), 

by anion polymerization using an alkali metal or organic alkali metat as an initiator, followed by the hydrolysis of part 
20 or the whole of with acidic and/or alkaline reagents to introduce a (meth)acryli c acid skeleton Into the copolymer 
chain. 
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